chlorodimethyl(phenyl)silane (85.5 mg, 0.50 mmol) was added dropwise. After 1 h, the reaction mixture was analyzed by GC to check the completeness of the reaction. After that, H2O was added to the mixture, the extracted three times with Et2O. The organic layer was washed with water. The combined organic layer was then dried over MgSO4 followed by filtration and evaporation. The crude product was purified by silica-gel column chromatography with hexane eluent, then further purified by GPC to give 3la in 73% isolated yield (97.7 mg, 0.367 mmol). 
General and Materials
Materials were obtained from commercial suppliers and purified by standard procedures unless otherwise noted. Solvents for the reaction were also purchased from commercial suppliers, degassed via three freeze-pump-thaw cycles, and further dried over molecular sieves (MS 4A) prior to use if required. THF solutions of silyllithiums 2a, 2b and 2c were prepared according to the literature. 1 The concentration of the silyllithium solution was confirmed by titration according to the Gilman's method. 2 
Experimental Procedures

2-1. Preparation of (TMS)3SiK
Tetrakis(trimethylsilyl)silane (160 mg, 0.5 mmol, 1.0 equiv) was placed in a vial with a screw cap containing a silicon-coated rubber septum, then it was connected to a vacuum/nitrogen manifold through a needle, and evacuated and refilled with nitrogen three times. The silane was dissolved with dry THF (2 mL). Then, a THF solution of K(O-t-Bu) (1.05 M solution, 500 µL, 0.525 mmol, 1.05 equiv) was added to the vial via syringe. After the resultant solution was stirred for 4 h at room temperature, solvent was removed under reduced pressure, and dry THF was added to the mixture to prepare 0.4 M (TMS)3SiK solution.
2-2. Procedure for Silyl Substitution Reaction with Silyllithium Reagent
A vial with a screw cap containing a silicon-coated rubber septum was connected to a vacuum/nitrogen manifold through a needle, and it was evacuated and refilled with nitrogen three times. dimethylphenylsilyllithium (0.4 M in THF, 2.0 equiv) was added to the vial under nitrogen atmosphere. After that, aryl halide (0.5 mmol) was added to the vial, then stirred at 30 ºC. After 1 h, the reaction mixture was analyzed by GC to check completeness of the reaction and the yields of products were determined by GC analysis or 1 H NMR analysis of the crude reaction mixture.
2-3. Characterization of Silyl Substitution Products
Known arylsilanes 3aa, 3 3ba, 3 3ca, 3 3da, 4 3ea, 5 3ha, 8 3ia, 3 and 3ka 3 were prepared according to the following typical procedures. A vial with a screw cap containing a silicon-coated rubber septum was connected to a vacuum/nitrogen manifold through a needle, and it was evacuated and refilled with nitrogen three times. 1-Bromo-2-(but-3-en-1-yl)benzene (105.5 mg, 0.50 mmol) and THF (0.32 mL) were added to the vial under nitrogen atmosphere. After that, the mixture was cooled to -78 ºC. n-BuLi (1.55 M,
2-3. Typical Procedures for the Preparation of Authentic
